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1996:738047 CAPLUS 
126:18650 

One-pot synthesis of ring-brominated benzoate compound 
•by reacting tetrabromophthalic anhydrides with 
appropriate alcohols using decarboxylation catalysts 
Hill, John E.; Favstritsky, Nicolai A.; Mamuzic, 
Rastko I.; Bhattacharya, Bhabatosh 
Great Lakes Chemical Corporation, USA 
PCT Int. Appl., 23 pp. 
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< - - 

SE 

< - - 

< - - 



Br 




Br 



AB The title compds . (I; R = an organic group having up to about 30 carbon 

atoms) are prepared by reaction of tetrabromophthalic anhydride with ales, 
in an inert solvent in the presence of a decarboxylation catalyst such as 
an alkali carbonate, bicarbonnate, or a caustic alkali. I are synthesized 
in high yield economically and efficiently. Thus, tetrabromophthalic 
anhydride was reflexed with 2-ethylhexanol over NaHC03 to give 76.1% I (R 
= 2-ethylhexyl) . 
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Bromobenzoates as flame retardants and/or plasticizers 
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The fire resistance is improved by incorporating bromobenzoates during the 
manufacture of polyurethanes , PVC, unsatd. polyesters, and epoxy resins. These 
bromobenzoates are also useful as plasticizers for PVC and rubber. A 
typical polyurethane foam was manufactured using a composition containing 
glycerol -based 

heteropolyol 100, 2-ethylhexyl tetrabromobenzoate 18, water 4.5, 

amine catalyst 0.33, surfactant 0.9, stannous octoate 0.25, and TDI 51.2 

parts. 
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Isoindolinone pigments 
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AB Isoindolinones I [82457-14-5] and II [82457-15-6] coloring polyethylene 
[9002-88-4] yellow without causing any shrinlcage anomaly were prepared 
Thus, Me 2-cyano-3,4,5,6-tetrabromobenzoate [34643-37-3] was 
treated with NaOMe in 0-C6H4C12 to give a solution of 1 , l-dimethoxy-4 , 5 , 6, 7- 
tetrabromoisoindolin-3-one Na salt [88318-63-2] , which was then treated 
with AcOH to give a solution of 1 , l-dimethoxy-4 ; 5 , 6 , 7-tetrabromoisoindolin-3■ 
one [88318-64-3] . The above solution was treated with 2 , 6-diaminotoluene 
[823-40-5] at lOO*:* for 60 min and then at 140-50® for 120 
min to give greenish yellow I. 
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1976:143063 CAPLUS 
84:143063 

Electrophotographic coating compositions having 
bromine -containing polymer binders 
Ray-Chaudhuri, Dilip K. ; Georgoudis, Paul C; 
Stockmann, Hans H. 

National Starch and Chemical Corp., USA 

U.S., 11 pp. Division of U.S. 3,793,293. 
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AB 



from 



Electrophotog. phot ©conductive compns. are comprised of a finally divided 
photoconductive pigment which is dispersed in a Br-containing interpolymer 
consisting of repeating units derived from ^1 Br-containing monomer and 
^1 monomer which does not contain Br. Thus, an interpolymer for 
use as binder in an electrophotog. photoconductive composition was prepared 



a composition containing stryene 135.20, dibutyl fumarate 171, 
ethylene glycol monomaleate-2-carbobutoxy-3, 4 , 5, 6- 



1 : 1 mixture of 



tetrabromobenzoate and monobutyl maleate 70.40 parts, and 
sufficient benzoyl peroxide in PhMe. 
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1973 : 406.928 CAPLUS 
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Bromine -containing, ethylenically unsaturated 
copolymers as- binders in electrophotographic coating 
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Ray-Chaudhuri, Dilip Kumar; Georgoudis, Paul 

Constant ine; Stockmann, Hans Hugo 
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JP 
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AB The 


\ title copolymers 


were prepared : 


from .geq.l selected aliphatic or aromatic 



bromine -containing monomer, e.g. ethylene glycol monomaleate 
2-carbobutoxy-3, 4, 5, 6 -tetrabromobenzoate (I) [40099-91-0] with 
.geq.l selected, non-Br-containing monomers, e.g., monobutyl maleate (II) 
[925-21-3] . Thus, a mixture of tetrabromophthalic anhydride 232.0, BuOH 72, 
and NaOAc 1.07 parts were heated at 90-5. deg. for 2 hr, 2.7 parts 
tetramethylamfnonium chloride and ethylene oxide were added, and the total 
mixture was heated at the same temperature for 1 hr. Maleic anhydride (98 
parts) 

was added to the mixture and the mixture heated for 2 hr and 80. deg. in a 1 : IM 
mixture of I and II. A mixture was prepared containing styene [100-42-5] 
135.20, 

di-Bu fumarate [105-75-9] 171.00, I-II mixture 7.40, toluene 66.00, and 
Bz202 3.80 parts, the mixture temperature allowed to climb to 85-90. deg., 



the 



parts 



and 

mixture heated at this temperature for 1 hr. Toluene (96.00 parts) and 7,50 

3 

Bz202 were added, the mixture heated at 95% for 1 hr 214.6 parts toluene 
added, and the mixture cooled to room temperature to give the copolymer binder. 
The copolymer could then be mixed with photo-conducting ZnO and 
photo-sensitizer and used in electrophotog. 
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AB The action of Br in fuming H2S04 on benzoic (I) and 4, 5-benzophthalic (II) 

anhydrides produces polybrominated anhydrides. Thus, to a solution of 6 g. I 

in 30 g. fuming H2S04 (65% S03) was added 42 g. Br and the mixture heated 20 

min. at 65°, 3 hrs . at 175°, and finally 30 min. at 

.apprx.200°. The decolorized solution was cooled and poured onto 

crushed ice containing a small quantity of NaHS03 to give 7-7.5 g. an 

octabromide (III), m. 228°, C14H2Br803 . The compound gives a pale 

yellow color with PhNMe2, but no isolable Tt-complex with various 

electron donors (pyrene, 3-methoxypyrene, 1 , 2-benzocarbazole) . Ill (7 g.) 

was esterified by refluxing for 5 hrs. in EtOH with H2S04 to give 4-5 g. 

Et 2,3,4,5-tetrabromobenzoate (IV), bl5 225-50°, m. 

63° (MeOH) . After refluxing for 8 hrs'. in ale. KOH, IV gave the 

corresponding acid, previously prepared by a different method (Van de Bunt, 

CA 23, 1890). Analogous bromination of II gave a tetrabromo anhydride 

(IV), m. 319°. The structure of IV has not been fully determined 

However, since it is known that bromination of p-naphthoic acid leads * 

to the 5,8-di-Br compound, it is probable that the two Br atoms in IV are in 

the 5- and 8-positions. 
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AB The results obtained with a large number of esters of aromatic acids 

indicate quite clearly that Na alkyloxides or HCl are excellent catalysts 

for the alcoholysis of these esters. An ethyl ester may readily be 

converted into the corresponding methyl ester by dissolving it in no times 

its weight of MeOH, adding a small piece of Na, and warming for 10 min. Two 

substituents in 0-positions to the ester group completely inhibit the 

change. The following new esters have been prepared and characterized. 

Ethyl 3 , 5-dibromobenzoate, m. 51°, is obtained by eliminating the 

amino group from ethyl 3, 5-dibromo-4-aminobenzoate, m. 108°, which 

is prepared by brominating P-NH2C6H4C02Et in dilute H2S04 solution Methyl 

3 , 5-dibromo-4-aminobenzoate m. 127-128°; ethyl 2,4,6- 

tribromobenzoate, m. 80°. Ethyl 2 , 4 , 6-tribromo-3 -aminobenzoate, m, 

61-2°, was prepared from the Hg salt of the acid. and Etl. Methyl 

2, 4, 6- tribromo-3 -aminobenzoate, m. 96-7°. Ethyl 2,3,4,6- 

tetrabromobenzoate m, 31°; isobutyl p-nitrobenzoate m. 

64-65°; propyl 3 , 5-dinitrobenzoate m. 71° ; isobbutyl 

3,5-dinitro- benzoate m. 85°; ethyl 2 , 6-dinitrobenzoate m. 

75,5°. 



